We have examined the triterpenoids of Trametes dickinsii Berk (Japanese name Hoorokutake) (Polyporaceae) and have isolated carboxyacetylquercinic acid and its methyl ester, along with polyporenic acid C and dehydrotumulosic acid of known structures and a new triterpenoid glucoside *. 1 a was methylated to 1 c, whose NMR spectrum2 showed a singlet of two protons at r 6.59, a singlet of three protons at r 6.72 and a signal of three protons centered at r 6.32 showing a fine splitting (2 Hz). This splitting indicated that 1 c obtained here is a mixture of two rotamers, as was obtained by A d a m et al. How ever, 1 b described above was methylated giving rise to 1 c, which showed only a three proton singlet at r 6.33. Accordingly, the original carbomethoxyacetyl quercinic acid 1 b, unlike 1 a, is stereochemically pure. Refluxing 1 a or 1 c with aqueous methanolic KOH yielded quercinic acid 2 a (C31H50O4 , mp 217 -221°), which was further converted to the methyl ester 2 b, mp 137 -138° and the acetate 2 c, mp 243 -244°. Enol lactonization of 2 c with acetic anhydride and so dium acetate afforded two isomeric a, /?-unsaturated y-lactones 3 a, mp 276 -279°, and 3 b, mp 193 -195°, and their double bond isomer 4, mp 214 -216°. The NMR spectrum of 4 showed a double doublet (J. 1.5, 10 Hz) at r 5.58 (olefinic proton on C-22). Ozonolysis of 4, followed by oxidative degradation with Jones' reagent, gave the carboxylic acid 5, mp 271 -273°. 5 was subjected to hydrolysis followed by methylation and subsequent oxidation with chromium trioxide to give the ketoester, which was converted into 6 C28H44O4, mp 184 -185° by NaBH4 reduction and successive acetylation.
On the other hand lanosteryl acetate 7 was converted to 6 in the following way. Ozonolysis of 7 gave rise to the trinorcarboxylic acid 8 a, mp 208 -212°, which was methylated to yield 8b, mp 179 -180°. 8b was subjected to Grignard reaction with methyl-magnesium iodide and successive acetylation. However, as about one fifth of this reaction product was the diene compound, formed during the ozonolysis and Grignard reaction, it was hydrogenated over Pd-C affording the zl8-monoene 9, mp 172 -173°, as the sole product. This was dehydrated with POCl3 , successively ozonolysed and methylated to yield 10, mp 156 -159°. The carbon chain of 10 was contracted by one carbon atom by the same degradative procedures as described above for 8 b to give a compound, mp 184 -185°, which was identified with 6 derived from the enol lac tone 4. The negative Cotton effects observed in the CD curves of la , l b , 1 c, 2b suggest an R-configuration at C-24. As described above, 1 a is a mixture of C-25 epimers, so that the absolute structure of carboxyacetylquercinic acid was established.
